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C07C 245/12 
311/51 

C 0 7 D 215/42 
307/66 
311/18 



CO 7C 245/12 2 HO 2 5 

311/51 4C0 3 1 

C 0 7 D 215/42 4 C 0 6 2 

307/66 4 C 0 6 5 

311/18 4H0 0 6 
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-*a ( i ) 
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1 ) Tie-ffi* ( 1 > T*/(t& [ it 1 ] 



V N 



6 2 \ / 



V 



0,' 



[— ( 1 ) ZfiPh -NH-ZiOPSIttHiOp 

[W^is2 j Mid-^st ( i ) 4>^mmzt/\ - s 
i 11*11 3 ] Mie-^ ( i ) +*>*tfc**£ r 

2 A\ /xoyylSr. fig^/P*-/!^. - Nog. 

<b jmipv $ fi6 1 ^fu&^a^Ksittssis r Iff 4 IS* 
ii2i-ieaio^'T , /-ft^ft. 

[000 1] 
iz 



—f&a. ( i ) 




[0002] 

1 2 0 0 nm<7)#tttt5:&at^*Ett^ — 
U— -f ( UT . * U — V j Cl>9i5 

3K$r-jfc. wii^*>mu— aye*-** 
ro-f x * »t t- * !. «t 9*»6PWK$:IS8?-?- * S^>l^ 

bit* stm^gatfis^s* Tcvi., 

[0003] 

[ rh r &?&-t htzf>0>*m *%*n<n >r v ft^ft 

ii. Tie-«5t ( 1 ) X-mtl&ZcrW&'cT-h. 
[0004 ] 
Ut2] 



-Kit ( 1 ) 



[000 5] C— JRftd)*. ZttPh-NH-Z*> 
B?8fttHi0 P Ka*<l 4 UTF I . Q ; 

;:t. wtssz«>-so 2 R'X(i-coR : <R'{±£ 

: *\ l^ufvW^. §&X/U*-A.g. -hog. 

e / 
V N / • 

Q 2 \ 



7/1. Tiia*i,m. RVt Ko* ylA^t^RA' 
f> iMffi * il £ v WSi 1 ** I ttStlft£ 5: * * 6 C t 

[0006] 

ttA ( 1 ) TRSfiftCkSIMlfcr*. 
[0007] 
[ft3] 



or 



© 

N-Z 



— ffiJt (1 ) 



[00 08] -Sit ( 1 ) +. Zli. Ph-NH : 7)7 

s ys^isz-csmt^ft^ftp h — n h - zammft 

HcO P K a «< 1 4 WT X 0 IZMIR 5 fi£W«S5: 

-SOjR'Stf-COR: (R'MJM&ic 
*S£*U R'lim^iSSIttgBSSrWt&fcft'K* 

as*-*-. ) aw=#au». 

[0009] w«S-so,R'<o«flyk*SR'li. S 



7 'J -/US. E»7'J-/PS. 7/U^-/P 
[00 1 03 Til^^mt lXliim® : r&tflfrt>2 



'{ 3 ) 0 0 0 - 3 2 7 6 4 S ( P 2 0 0 0 - 3 2t?S 



/US. rntVl-g. 7>/lS. 'OHi. 

S. ^7*^-/18. *7*H&. S-tim. r>/LS. 

xr>/U«. FrSwiS, F 'Jr^^B. / v*-*t >/l 

S. tf^T^l'S, X4 3x/US. 4 7 7'DtTit-S. 

>fV7>/PS, s-7>/uS. t-7>/lg. >fv^> 

■M'S, 1 ->-f-/U;7>/l-S. 

*iy/US. 2-xf-;l^*>';^a. 2-**/l^*>-/U 

®=mifrhi 2&?cr)W.mft. «awTF»3**oi2 

[0011] E}ftr;u*/PS(iEffia>7/P*u>S> 

fi^^E^H^mi^^, jffiL^Wfc LT-ti, ^« 
oyyJS^ (-F, -Br, -Cl. - I), t Fo* 

ism. rn-n^^m. 7'j-D^g, *)i/?rhm. 

T)V*)Vttm. TV->U+*m. 
T*)-H>is**&. T$/S. N-T/Mr^TSyg. 
N . N-xTA^/UTSyg. N-7'J -/LT ^ yg. 
N , N-x7'J-/U7£yg. N-7;U*/I,'-N-7'J 

g. N-T/^/P^/^^-f^**^*, N~7'J-/U 
^/l/A^/M^xS. N, N-yT/K^/l''^^ 
W^i/i, N. X-i?T*)--lU/llW<*4i\,**zs 
S.N - 7/U* - N - T 'J -/U# /l^ >f /W^ry 

7'J-/UX/l,**xS, T 

yg. N-7>J-/U7x/U7 5yg. 
[00 1 2] ^U>f Fg, N' -T/I^/l^H Fg, 
N ' . N' -y7/W)l/>f HI. N ' -T'J-/l ^ 
HKg. N* . N ' -xT'J-H^U'T Kg. N" - 
7/U*/U-N' -T 'J-;K7U>f Fa. N-7/t*/lO 
L"f Kg, N-7 'J-zl^H Kg. N ' -7/1^/1- 
N-TM/^UO'l, N ' -7/Mfib-N-T'J- 
/U^U-fFg. N ' . N' -x7/l*/U-N-7/l*/l 
^U-f KI, N* . N' -y7iW/l/-N-r'J-/^ 

u>f Kg. n' -ru-/p-N-r/P4f/^u^f na, 

N ' -Ty-zU-N-Ty-rt^U-f Kg. N ' . N ' 
-y7'J-/P- N-T/U^/U^U-f Kg. N' . N ' - 
y'7'J-/t'-N-7 , J-/^l/^HS 1 N ' -T/U^/U 
-N' -7 , J-/l/-N-7/K;^U'f HI, N ' -T 
;U^-N* -T'J-;U-N-T , J-/l v 7U^ FS. 7 
/I3^y/7w:-^7$ys. 7y-o*x#/Uf:-/U 
7 ^ / S , N - T)V * fl - N - TtV 3 * is t) fl #~.H<7 

a/S, n - 7/i^/u- n - 7 u -o* »/u #-/ur 

$ yg. N - 7 'J -/U - N - TiU n * x # /IvK— ^ 7 5 
yg. N-7 , J-/U-N-7 , ;-o^ri/^;l/,t;-;U7a 

ya. */us/ug. 7x/ua, a/i^xsatf*^ 



*/l#/l'N^/lg. N-7'J-/l /."l < Hi. 
N. N->7«J-/UH'^^HI. N-T/t^;l - \ 

[0013] 7/^;LX/l7 <-'Lg. 7»J-/l 7s 'L 7 

<-/ua. 7/i*/ix/i*:i/i,g. ry-/i xn *-/i 
a. x/i<*g (-SO3H) ac^sftaeg (w 

T. x/L*-J-Kgi&T> . Til a*>Ail*~>im. 

TH-*ilA9l'7 4+^4 N. N->T/t*/LX/l 
7-f^ : t>f/ia. N-7'J-/U^'t'7>r^ : l:^/La. 
N . N-^7'J— /UX/1'7 -T^^'f/ia. N-T/l^r/l 
-N-7'J-/t^/l-7 ^-ht^^-a. ^'t 7 r^E </l 
a. N-7;l^;lx;U7r : &^/'Ua. N . N->T;l^f 
/I* X /U 7 T t >f /l-S . N - 7 U - /I- X /I- 7 T ^ 4 /L a . 
N , N-y7 , J-/U^77 : t>f/ll. N-7/t^r/l— 
N-7 , J-/UX/P7r^:>f /US % N - 7> /L X/l 7 r * 

/uaa^-r^asaa. n - 7/i^/l x/u*~/lx 

/I7rt>f/H (-SO : NHS0 2 (alkyl) ) R 
SS . N-7'J- /{, X /l< * - /I X /P7t^ 
/ua (-SO.NHSO: ( a 1 1 y 1 ) ) 

fs^aa. 

[00 14] N-7/U^-/l.-X^^-/U^/LV< : fc^/Ua, 
(-CONHSO, (alkyl) ) Rl<x^Jk^m 
a. N-nj-;ux;i-*-/u*/^<^^/i-a (-CON 

HSO : ( a 1 1 y 1 ) ) T)VZ1 
*tis:/*)ivm (-S i (Oa Ikyl);), 7'J-D 
^yy'J/US <-S i (Oa 1 1 y 1 ) 3 > . t FO* 
yy'J/L-K-Si (OH) 3 )a^^fiSli. 
*x*y« (-POjH.) acR^ftfiSSS (KIT. 
^X;t;-hFS>ft-.i-) . y7W^tyi(-P0 
3 (a 1 ky ) : ) . y7'J-/l^7^yi (-PO 
3 ( a r y 1 ) . ) , TH*HT\) -/U*X* yg ( -P 
0 3 (alkyl) (aryl) . t/7/K/^X* 
yS (-PO ? H (alkyl)) &tf**>ftaS8S 
(US. 7/UJr/U^X^^Fatfrv-r) . ^y7'J-/U 
7t:X,+:ya (-PO3H (aryl) ) RVH^m 

samft. 7'j-/u^x^^Fa^»-r) . 

[ 00 1 5 3 *X* (~OP0 3 H 2 ) m/z 

r;w*/U*x*/3T*i/ffi (-OPO3 (alky 

l ) : ) . y7'J-/^7^.y^*yi (-OP0 3 (a 

r y 1 ) 2 ) , r/u*/i^ry-/u*x*y*Mf>'« (- 

OPO, (alkyl) (aryl)). ^/7/W 
my^^yl (-OPO3H (alkyl) )0 

-cD&w&mm mm. Tn>*n>*z*i-h**>>mt 
w?) . t/7 , ;-/p*x*myi(-opo 3 H 

(aryl)) aiZ-t^ftftaSS (UfA. T"J-/U* 
Xrn-r-F^^vat^T) . y7/l, xFoS. 7'J 



( 4 ) 0 0 0 - 3 2 7 6 4 S ( P 2 0 0 0 - 3 2&s 



-/US. 7/ly--/US. r/^-/l-l^Wo^o. 
S^ftfcfi&Jfc LTIi, 7x-/US. t'7iC/Ll, 7 7 

f-yi-ft. b'J/uS. ^fy'J/uS. ^S^n^S. 

S. 7WD7x^i. 7an7i3i, 7Dt7 

xX/Ug, 7DD^f^7j:-/H, t HO^i/ 7i- 
/US. ^h^y7x-/H, Xh^y7x-/li, 7x 
y^ri/7x-/H. 7-t h^i/ 7x-/H, ^>V4 n 

*i/7x-/US, ^^;| / ^^ 7x - /L .g 7X^W 

7x-/us, *f-/U7£/7x-/ug, y7f/iray 
7x-/uS. rtf^7iy7x-^i. ftntf*>y 

xX/Ug. ^ h^x#/U*x/U7x-/US. ih^^ 
/U*X/U7 x -/US. 7x7 ^ i/#/Utf'-/U7 x-H 
S. N-7x^W^^l^7x-/H. 7x-'l- 
S. xSo7x-/US. y7/7x-/H, X/U*7x 
-/US. X/U*7h7x-/US. ***/7x-'US. 

tz. Tflsy-ivmomt tTte. t'x/uS. l-7 4 o^ 
-/US. 1 -7T-/US. yyf^Ug, 2-7DD- 
1 -XT--/US. mmihti. 7/U*x/US<0faj£ L 
Tfi. xf-x/Ug. l-TnfxyUg. 1 -7>x/U 
S. MJ^/US/'J/UX-f-X/US. 7x-/LX-f-/tl 

[ooi 7] ±tea^s^+T't. ^oyy^. 

nS. St c SS^/U^x/US^S^ifi?lttSmS^ff 
[0 0 18] 7'J-/USi:LT(ilfi^^3il^>^ 

£ LTti, 7xX/US. 77 ^/US. 7>'MJ/US. 7 
xfyh'J/H, 4y-rX/Ug. 7-tt7r^l, 7 
/U^Ux/US. *AJf&.IJ:#T£. ^fio^^^t- 
ii. 7x-/US. 77^/US^ctOftf^ Lv\ 
[ 0 0 l 9 3 fittr U -/Ug(i . Ems*<r ( j -/i gtc 

ffi>*<7)7/U*/US. B&7/U*/US. %hl/tZ. ftdg 
&7/U*/US(z;fcl+£S$Sfc LT^l^^)*rJMf£ 
C£:#-C£&> ^ii^^O. gm7 , J-/USc7)4tiLv»M 
ftfHtLXli. t'7x-/US. h'J/US. *>'Mg. 



7i^/lS. 7^-/Li. 7007x1/11. 7'ot? 
z-/tl, 7/U07x-/Li. ;00>'f/l7--/l 
g. h'j7/^O^^l7x-/H. tKO^>7iI 
/IS. ^h^f>7x-/ll, ,^^Ih^7x-/l 
S. 7 , J/l^>7x^lI, 7x/*>7x-/lS. 
^f/Lf^7xX/Li. h'J/l^^7x-/Ll. 7x- 
/W7x-/H, X-f/U7c /7i-'lS. i/'X*/l 
7^/7x-/US. t/Lt'J.^xX/tl. T-t^/L^" 
*>7x-/US. ^> */4tl**i> 7x-/Ll, N-> 
^O^v./U^/U.'^-f H-**> 7xX/Ug. N - 7 x 
X/U^/U/\^r>f Wy7x-/t-l. 7tf/L7>7 7 

xx/is. N - ^f /KyyM >i 7$ y 7 xx/is. ft 

/L^y7x-/L-S, ^ H*>#/l#-/U7xX/Ug. 
7 'J /U^^r * /Utf'X/l 7 x -/US. 7DD7x/^> 
# /U;KX/L 7 x x /US . ft tW ^ f'l7x- /US , N - 
^/U^/U-'N^-f /I7x-/H, N. N-vTOf/W 
/UA^/U7x-/Ug. N - (7h*>7xX/U) #/U 
/<^>f /U7x-/US. N-y f-/U-N- (7>/U*7x- 
/U) ^/W\'t>f^7x-/H, J*/U*7xX/US. -*/U 
*7h7x-/US. ^/l^r^^f /U 7 x —/US . N-X 
-f-/UX/U7r^>f /U7xX/US. N. \ - > 7'n tVk* 
/I 7 r ^ >OU 7 x -/US . N - h U /U^/U 7 t ^ 4 /U 7 
xX/US. N->^-/U-N- (*7;*y 7x-/U) X/U 
7r^>f ;U7x-/US. *X*/7xX/US. 
h7x-/US. >X^/l,7>;*/7x-/US. x'7x- 

/u*x*/ 7xx/us. y^/i*x*/7xx/us. ^ 

^/U*X*7 h7x X/US. h 'J /U*^* 7 7 x -/U 
S. h 'J/tta^th 7x-/US. 7'J/US. 1-7D 
a;x/U^^/US. 2-7X-/US. 2-7^-/U7'J/U7 
xX/US. 2-7^/U7'D^X/U7xX/US. 2-7'n 
tx/U7xX/Ug. 2-7>x/U7xX/US. 3-71- 
x/U7xX/US. *F?:mZ>ZttfV$Z>* 
[00 20] 7;ur-/USt Lt<i. t'x/US. 1 -T 
o^x/ug. 1-7'^-zuS. >>'7^/US. 2-;o 
o-i-xx-yus. #5rWI>^i^T§2). S^7 
/l y-x/uSU. SmS^/Uy-x/uS^.+vS^tS^ 

^iEm7/u^/UStc^(t^S}gS^ffloA>ii-i>, lift I 

^w^Tn? x /us^ pj *vxnz wmt h . 

[00 2 1] 
H14) 
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CH 3 0 2 CCH 2 CH=CHCH 2 - 



H0 2 CCH 2 CH===CHCH 2 - 

CH2=CH-CH==CH-CH 2 - 

CH 3 CCH=CHCH 2 - ( 
CI 

KS-CK 2 CH=CHCH 2 - 
[00 2 23 7iU*-iumt LTI±. xf-x/i-B, 1- 
rnt«/H, l-7>x/ig, h LMf-rt^ 'Mx* 
x;i,g , 7 - X/Ux^--/Ug^£^{f& * t #t £ e 

[00 2 3] lT«S-COR2<Am^3lttE»S*tf 

x/ps. a^r^^x/us^Woix. tK^agittaas 

[00 24] HRsK ( 1 ) Q'&tfQ^iffMS** 
U Q 1 fttXQ»li5^tH-TtiJ:<, MroTirVCt 

oTtfto. *«aQ>. Q 2 <LLT<i. »ft*£S. ^ 



C0 2 CH 3 
CH 3 C=CH-CH 2 - 



HO — — CH=CH— CH 2 — 
CI— CH 2 CH=CHCK 2 - 
.C^CH-CH 2 - 



'.) ;L S, £^ T J&tfii&f ~t\& „ 
[ 0 0 2 5 ] Q 1 &tf Q* 0Ht*S&(i . Effi^r 
WLT^T i «k < . 5Ftt«e^S:^-C'V^tJ:v^ Q 

[00 26] 'VrnlSSiti. ^DlSi^Tk^r lo 

[0027 ] 
[ffc5] 
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HM^N 




coo a:o ceo 




H 



H 

0 0 Q 



\ / \ * 

' — NH > — N 



CO G> Q 






SH 



[0 0 2 9] Q»2lL f Q 2 S:ara«**y« (R s O 
-) tU(l R**«*3RS»<-«^^aiSti 1 fflt' 

/U^^S, N - 7/Mf /P- N -7 'J -/l- 
#/uv\*:>f /Utf^S. 77U*/iouu**>-g, ry- 
/k*/i-**£/S, 

S5rA(f6**«T&6. Jlfi^lCfcltl) 7* & 

L/:tO!:*lfJWH. 7v^**>gt: 

r^/l/g, EJ87/l/*/US. 7 'J ->US£ 

S<0+T*<±, 7^3*yi, 7 , ;-D^i.S, 7>/l* 
7'J-/UX/U**vg. ^ctOffi U\ 



N-N ^N>. /CX 

v O 0 



b*^g, /h^yxh^yxh^ri/l, Ih^rylh 
^r>Xh^yg 4 U^'J/Xh^yg, 
Dt'/U^r/g. T'jD^yXh^yXh^yS, 7x 

Xh^y7i-/l^i/|, 7QD7x-.W 

[0030] q 1 Ri/Q 2 *m?mm**m < r 7 s - ) 

fcLTti, R 7 ^*Sr^<-fi^^^/S^a^iO 
tflSfflT'^S. »*U«**SOffli:LTIl, 7/U 



. { S ) 0 0 0 - 3 2 7 6 A S ( P 2 0 0 0 - 3 2S!.s 



/u*/ig. E£7/u*/u2. ^oW:r'j-;t| ( sm 

rv-fumt L^sLfcti^sACfft; 7> 

(R 5 CO-) ^R c *t£S?i3>7) 

icrg^/u^^a^iOff^LOo tf4U>EBH-*as 
^flrttfflfcLTH;. **/u**S. xf-zi^-^S, 7x 

[oo3i] Q'aiXQ^n-rmiTsy* <r*nh 

-. ( R 9 ) (R«o) N-) fcLTti, R ? . R 9 . R :c ' 

yS, N . N-y7/l/*/!/T:/S, N— 7'J— /I 7 5 
/^ N. N-y'7U-^7jyfi. N -7;l**/l*- N 

-t 'j — ;ut ^yg, 7i//u75/s. n-t/i^/ut 

N' -7/MF/l^MKS* N" . N" -S/7/Mr 
/U^l^f KS. N ' -T»J-/l^U>f KS, N" . N ' 
-^'J-zWl/^f KS. N' -7/Mr/U-N' -7'J 
-/U^U-fKS, N-7/Mr/l^UH KS. N-7'J- 

N' -7/^^-N-7'J-^l/^f KS, N * , 
N ' -y7/K^-N-7/^;^l/>f KS. N ' , 
N* -y7/K/l,-N-7 , J-/t' T >l/^ HS. N ' -T 
ij-^-N-7/uap-;P^U>f HS % N' -7'J-'l— N 
-7'J-/l^b>f KS. N' . N* -£/7'J-/l— N- 
T\V*}V+lV4 KS, N' . NT -j/7 , J-^-N-7 
•J-/U^H KS. N' -7/U+/U-N' -711-/1— 
N-T/l^/U^H Kg. N* -7/Hr/l— N" -7'J 
-/b-N-7'J-/l^l"f K2. 7/t-3^>^/Ut:-/U 
75 /S. 7^-0^-^*^-^7 5/8, N-7/L- 
N-7;l3^^*;U^-/U7 5 /I, N -7/1 * 
/P-N-7'J-D^y*W-/l,7^i. N - T » J — 
/U— N - 7/1-3+ £/*/Ut:-^7 $ J N-7'J-/U 
-N-7'J-D^r ^*/Ut:-;U7 $ /£A**tf . 
^itMCfc(t£7/U*/Ug. 7'J-/Ug>: LTliMifr?) 
7/Mf/Ug, E&7/l^f/Ug, &^Z7'J-/l^ E 
}67'J-/USiL-CSL^t>^Sr2b(f&-i:* ? T^, 7 
x/P7 5/S. N-7/U*/W7^r5 /S. N-7'J 
-/l,-7v/U7$yS(cfc(t&7v/US (R £ CO-)^ 
R 6 (iB5^h^OT^S, wiifctf>rt. iOffit^ 
t^OfcLTii. N-7/U+/U7 5/S, N, N-v'7/U 

+/U7 5/S. n-7»j-/u75/£, 

Tti. -Xf-zUTS/S. X7-/U75/S. v'X*/l<75 

/s. tr^»j>vs, tro'j^vs, 7 

x^r^yi. ^v7W/u7 5/s. 7-t-*-/u7 5/ 



[00 3 2 ] Q'-a^Q'-Slt-tBW^'l^-^S •. 
-CO-) iLTi'i. R :: #HI^#££^m~>^ 
r (SET' '* £ . 'L tf-H S^>«F4 L i >WI 5: L T 
li, */iS'i-S. 7>/i£. */ut:*>S. 
#/i 7'j-oJf>^/L-t:-/tE, 
/Lfi. N-T/l^/^/iy^^lI, N. N- 5/7/1* 

N - >T 'J -/U # il-y n^^/LS, N - 7/1 * /L - N - 7 
•J - /I,* H * \* 4 /l-a***lf i't>ii ^ f i o (-fe(t & 

7/L+/1-3S. t^wc7«j-/is. a»7'j-/t-a> l 

^yj. 7/U3 + ^*/L^x;l,a. T[)-a*> /7>l 
+ */lv\^-f;iS. N-?y-;^/L/<t-f^ 

*/W<^^/US. AWofU WiiOffiLt^t^i: 
LTii. t./l-^H, 7x/PS. 7/1^3 *^>>/l-^-/l/ 
S^c 4> c c C 7 'J - v * >l ;L-S*^*f ^> f 1 h c $? 

7 l J/i-**^*/u^-/us. N-y^^/^N^^f 

j?iw<*4 urn. tn**) sfi>vx:-)VW$tfmihi\ 

[00 3 3 ] Q 1 RU'Q : r*^E^^/U 7 < ->l& ( R 
12 -SO- ) hlTii. R^^-ffi^^Rffi^a^ti 

7-fX/i^S. 7'J— /t^/l-7 -r— ./I'ffi. X)W 

N - T/|^+/l7x/l 7 -f ft -f /IS. N. N-^*7 
/U + /L7WI 7 ^^t^f /IS. N-7»J-yl-7;/U7 >f 
>f/l-fi. N. N - S/7 *J — ;l .X/1- 7 /US % N- 

7/1 -4r /t — N-7'J-/k*/L 7 >r ^*-f /l-B^Wf 4>il 
Sc wiio(2«(t&7/U+/L*£, TO -USt LT&m 
ii^)7/u+;iS, S^7/l*/US, =Sr^L c (C7'J-/U 
S, E^7'J-/tSh L"C^L^t>^5r*>tf iwfca&T 
U t ^iio^ort. <t Oif^Lv^i L"Cii7/^/i/^ 
/U7*x;HS. 7»J-/l^X/U7 -f x;Ug % ^If^il 
4. wfOj^SrEffi*/^* x/US^^jtLTii. 
^\+xyt 7>/U7 >f x;H, Oisil'Ail? 4 —il& m h 
'J/IX/1-7 -f x;PS^W^ii^ c 
[ 0 0 3 4 ] Q J Stf/Q 2 Sr^-fSmx/U^xyuS ( Ri 3 
-S0 2 -) >LT(i. R'-'^-a^lfftWR^^t 
^rf^St-J^o X^Htil^mt LT(±. 7/U^/UX 
;L •* - /Ufi , 7 'J -/l-^/U*-/PS*fttf * C h 

4. ZiXhiZ^i-f^Tt^^m. 7'J-/UStLT<4, 
fj^7/l+/US, {gm7/U+/US. ^r>W:7»J-/P 

5, S}ft7 , J-/USi: LT^L^t^5:J>(f 5:kA { T 
S6. Z(7)XoKc. mm^f^^^&cD^mtix 
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[0035] am*x+/sh<j. *^*ya±?)*i6 
gio-o 1 1 < iiz-5*«ffiOTwa*^ v St. «k -> -c am 

toVtt L^m'c LX\i. mfi£^v'T/u*rt,*x*yg. 
: JT 'J -n-frx * y S . T>i * ii>r >j - n ft x +• j m . 

[0036] am*x*^hst{ii?i*coam*^+y 

TiVHrW-fr-Xir-JQ (-.P0 5 H (al ky ! ) ), t 
J7V-)\s*X*S& (-POjH(aryl) ) «ft 

m&g-z m h cH'ti h . »»ii*tHH ■ t sec 

ttE&iiStf>a*#*LA>. Z<n£o*cn®i4*vt L/C 

(T^t-wa. 

^y(Na'. K* . Ca!'. Zn"f) AW^flS. 
[0 0 3 7] Q>&tfQ*££-rB»*.**imSi:LT 



{ j . y'7i-Ht^t'J /I W oil® ; 
[ 0 0 3 S 3 HtlcW* L ^aBftS^+t't, . Q ; JU C 

ogfr^t'.^: h* J 4f^ It' 1 .- 
[00 39] s^. WWaSQiRtfQ^StWlttaL-C 

< . Mi&fcitaVL&frb . -fc* > «. + 7 * I* > 

btf±0K£n>\ ttz. wiscasiSSrtfLTo-c 

bS<- StfiSh L"Ci*. U?ifr0B»T/i.*/HS±*>H 

mmmmn-m^ ^ogr (Basses. 

■IMSRaiJ0-«*9?#K?RW-a: 2r JBi& L/C wv£ t fi 
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F-6 
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[*1 33 



(2 2) ) 0 0 - 3 2 7 6 -1 S ( P 2 0 0 0 - 3 
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(C 3 i ) 0 0 - 3 2 7 6 -4 S ( P 2 0 0 0 
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VCH 3 \ 

i 

i 
r 




■f A 




! A 








F-17 






F-18 


6 


— o o o- 
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(?2 4 i ) 0 0 - 3 2 7 6 -1 S ( P 2 0 0 0 - 3 2«S 




[0057] [005S] 
UtS] 1(1:9 3 




[00 59 J 
Hfcl 0] 



[0060] 

ati i ) 



(-2 6) ) 0 0 - 3 2 7 6 -1 S ( P 2 0 0 0 - 3 2tfs 



(G-2 2) 




(G-2 4) N 2 




[0062 ] 
C ft 1 2 ] 

NaN0 2 N 2 

N-Z 



r« H 




H Q,- 
Qj (or CuS0 4 or NaHCOj) 
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( ft 1 3 ] 



or >^ 



N-Z 
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( tW' 0 ~ CH ' 



(G-2 6) 



CjHsO^^N-SOj-^^-CHj 




1 ) HjN-NHSOj-^VcH, V s 
Q.A^Z 



2) 



OH 



(X*-Z,3) itlD-r&irh^Bamf o rd-S 
t e v e n s%.fclZ£h1f& 

[0065] ZW+Tft t-««T3lffltt*»"A4OT{i^ 
A 1 WfimTS) S . liLb^Sli r The Che 
mistry of funct i ona I group 
s-The Chemistry of diazon 
ium and diazo groups PART 
1 and PART2j SAULPATAII. JO 
HN WILEY & S I NS&i? 1 97S*<0l?n 

i4. 15. i imzimizasiztiT^ 



[0066] <mm 1 ft^ A - 1 <7)£fi!c>TIr2<7) 

[0067 ] 
[ftl 5] 



(t27) l 0 0 - 3 2 7 b 4 S ( P 2 0 0 0 - 3 2Cf* 




( A — 1 - y) 



CH^OjH 




Fe . NH 4 Cf . 

'PfOH, * 
HCi aq 



(A-1 " z) 



(A- 1 -a) 



NHS0 2 -^V-CH 3 ^) NaNO;/* 



1 © 2) CH 3 OH 

" NH 3 CI NaHCOj 




(A-1 ) 

[0068J 500mlO«75X3l:. p-hi/iL- 
9vy4 K (0. lt/U) . t'Jy'y (100ml )r 
Ail. a-t7W;yA-l-x (0. lt/l) r 
flOifUffL*:. a-t7W;VA- 1 - xOffiftC 

«fc ORiES^MiftfecSfl: I . iSSnA* <^> 3 0 ftftd* 

*ffLfc». EJ£fi£*l£*3 0 0in 1 riO*.. «ffT 
t'HC 1 aq5rpH<5i:$:*iTDltf.-CpHl8S$-ff 

OKOaiL. HC 1 aqt«. *?/-M.500m 
1 T'?S£ H B B LT . A-1 - y#2 3 g'fSKilfc. A - 1 
- y WfflJSJi N M R»C J: 0 «S!2 L . 
(006 91 #<C 5 0 0m!(7)Eoa77;>3):. A 
-1-y (0. 0 7t/H . SiSUOOmDjA 
il. 7 0%HNO 3 aq (0. 0 7 */!-•) SriST-fS 

(300ml). HC I (10ml) SjDiTMtf-rfc 

8 B B B *if^iSi£ B B B L. ? e>iz* 9 /-/PT'SISJIftl 
T. A- 1 -z*»*l g'&t>tit:. A- 1 - zOfliiiteN 



[0070 J ."XC. 100ml20E-?D77^3C. I 
7cFe (0. 0 1 2*/U . NH 4 CI (0. 0 0 1* 
/!•).* (0. 5m 1 ) or Ail. 9 O'CXWfLtz. Z 
Z'\A-l-z (0. 002t'l) J-fVrot/1/7* 
3-/1 ( 3 0m 1 ) (Cig^L^CiOriraTL. 2l$f§ffi 

fS^lttFifilCHC 1 aq (2m I ) *rJ»UT«ETT 
d fc J: 0. A-l-««flfef^* ! 0. 69 
g fc*>ii£: . A - 1 - a <o»Sli N M R ?PK J: 

[00 7 1 ] £(-. 10 0ml f)t'-^-(;. A - 1 - 
a (0. 0 0 2t/H . jifS-il- (30ml) *A 
fl. fcfSTTN a NO : ( 0 . 0 0 2 5 t»H ( 3 
m 1 ) (C^?L^:i«rflPiSfcllFfeitP5*W^^ 

(C^hS^pHJi4T'AS) . lB*iafi»ff*. N a H 
C 0 3 a q Srflo*. T P H r 8 t t . SfeftKfr'Sfcfc 

T'^Si-'rVft^A- 1#0. 6g^oil^. NMR 
¥i; J: 0 ffi it & WlH I rz . VTVft&Vh A - 1 copier 
-?iVJ.TlZii$&?i>. 

[007 2 J 'HNMR (CDC 1 3 . 300MHz) : 
52. 40ppm(s. 3H. CH 3 ) . 7. 30pp 



(S S '> ) 0 0 - 3 2 7 6 4 S ( P 2 0 0 0 - 3 2^s 



m(d. 2H. J = 1 1 . OHz. A r H ( y ) ). 

7. 3 3 p p m ( m . 1H. A r H ( A ) ) . 7. 4 4 
ppm (m. 1H. ArH (5) ) . 7 . 6 8 P P m 
(m. 3H. ArH(3), ArH(6). ArH 
(7) ) . 7. 7Sppm(d. 2H. J = 1 1 . OH 
z , A r H ( x ) , 8. 62ppm(d. 1H. J = 

8. 7Hz, ArH (8) ) 
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H H 




H H 




(A- 1 - x) 
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IV 7,^7 h/L (CHCI 3 iSSR) : A max =4 2 1 n 
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(frtfdjr) : 1 5 S C 
ffc^ftPh-NH-Z^DWEttH^pKali. 12-1 
3T'2>&. 

[007 5] <KttW2 ft£ttA- 1 OV£f&>Tii 
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yHCOCF 3 
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2 ) HCI aq 



NHCOCF3 




(A- \ 0 - z) 



CHaOH 
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[0077] 50 0ml<Ot^777,3C. 
oSK;o7>f H (0. . tT'Jx>- ( 1 00m 

I ) iXtl. a--f-y^))s7 1>A- 1 -x ( 0. It 

*300ml $:SD^. fflffTT'HC iaqrpH<5i 

£. ffffiLfcl^fc^aKJ: OKOtKL. HC 1 a qt 
fcmk. ^/-/PT'SISfalTA- 1 0-x^l 7g 
fl^iU:. A-l 0-xcOfi|Ji(iNMR^(Zj:0H[l2L 

/Co 

[00 78] fcC, 5 0 0m lcOEoD7^^r?C A 
-10-x (0. , mSL ( 1 00m I ) *a 

il, 70%HNO 3 aq (0. 07^;U) SriSTL*:. 

RBa^sssat'i Hftjaa. *(3oomi>, h 




(A- 1 0) 



CI < 1 0 m 1 ) riDi.t^tStSaW^U:. 
tfrtt L fc» B e a rflRUilb i xtz fl& A ZisV/j Yiv* 

, " 7 5 ) "C'^JE L . $ETTisl8i1- h d i «fc 9 A - 1 
0-y**5sf»«l*:. A-l O-ySOttiiliNMRs? 

[0079] 3 0 0ml ^OZOD M 

7£Fe (0. 0 4^/U . NH 4 C 1 (0. 0 04^ 
tl ) . * ( 2m ! ) rAil, 9 0rT1flffL/j. 
A-l 0-y (0. 0 0 8^/U) 5:-f V7*Dt'/UT;U3 
-/KlOOml ) (c}g^L^t<7)2:?@TL. 2B*|8]«l 

lt6*lfc4lKtCHC I aq (8m 1 ) *1}titX$LETZ' 

jmt&zkizx*). a- 1 o-z*>afe»*#2. 1 



(09) ) 0 0 - 3 2 7 6 -1 S ( P 2 0 0 0 - 3 2€?fc 



gitoitf:. A- 1 O-zan&ttNMRVtiJ: 
Itz, 

10080] fttC. 100ml nt'-fi-iZ. A- 1 0 
-z (0. 002 ; E'l) - *?S->1 (30ml ) r a 
il. *}STC'N a NO; ( 0 . 0 0 2 5ft ) r + ( 3 
ml ) KjglBLfck*>£Sll;c.fc. HWIMffL^S. N 
a H C 0 3 a q ?1jal t P H * 9 k 1 h Z. k IZ J: '<) fe 

iti§» ; ±fs l . itaim s: * ac J: o r o as L . K« t 

(&fi£X*-A) 



T . 3 ftft ■?.?>«> i-'T-'-ft&ftA - 1 Or.-'O . r sfiK, 
ii.-":. fL&ftPh-NH-Z^WSHrH^pKa.'i. 1 
3-1 4"?A*. 

[0081] <3«tW 3 . ft&tt D - 1 ^£fiSc>7Id*"> 
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-CH 3 



NaNOg 
CHgCOjH 
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NazSzO* 
NaOH 



2 ) HCI aq 



( B — 1 — z ) 




NHS0 2 -f VCH 3 
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CH 3 OH 



2) NaHCOj 




!f~ SOsr C=)^ CH3 



{ B — 1 ) 



[0083] 500ml«tZ777>3i:. p-hll 
/XW-z^o^ K (0. . £[)>> i 1 

0 0ml) rAil. I v B- 1 -x 
(0. lt;l) SrfloittBflfc. 2B*HJSffL^fA. 5 

Jt-ig£!fo(C*3 0 0 m 1 «riO/:. jS^TTHC I a q r 
pH<5t£&£Tl)l];i-CpH!ieg*:m>. jSolr+fr 

izmta^ittz. ffajucttftSr^atzinKoajL. h 

C 1 a q T"ot# L t ft. X * / - /Uflfttfi L X. B - 

1 - y *t 1 8 g » ^il^ . B — 1 - y offiiaii K M R« 

[0084] <»C. 500m 1 <7)t'-fi-lZ. B- 1 - 
y (0. 0 5t/H . 6t8( 100ml) Z/M. Na 
N0 2 (0. 0 6^/P) 3«HafiH¥L£tt. 
*300m I J:ftliTtSfli*l»faJS*^:. ffdlL^ISft 
OKO SSL. ^^y-^TSiaa a oLv. B- 



1 - z #S g }§ oilfc . B - 1 - z tf>t»it<i N M RlftC 

[008 5] ttC. 5 0 0ml Wt'-^-i: . B- 1 - 
z ( 0 . 0 2 HI ) . NaOHIO. 04t/l) . * 

(20 0rn 1 ) SrjMlTMtflfc. RlBflMrtVC. Na 
2 S : 0 1 (0. O-lt/H rXfiflOL. 3&il5imftLtz 
ft. ti&ltzte&Zo&lzininnihltz* f^^ix^ffl 
ttfl**-Cft»ar-thyt}8(BL. HC 1 aq (3m 

1 ) ztQz.&cnt/iz&mftLtz.. ZMzmmx+n- 

iSUJiOKOllJL.. »Kxf-n,t'ftj»LT. B- 1 -a 
#6 gftoftt:. B- 1 -«<Ofl|JftiiNMR*(CJ: •)« 

[0086] <TAZ. 1 0 0m I iOt"-^-(C. B-l- 
a (0. 002t)K *9 J-iV (30ml ) £Ail. 



(SO) ) 0 0 - 3 2 7 6 4 S ( P 2 0 0 0 - 3 2&s> 



?K)STt*N a NO: (0. 00 2 5 : &.'t-) r'k (3m 
HC0 3 a q SrtJOi . p H5r8 ci~&'c nmtMt'±f& 
TftiB- lA'O. 6 git oil*:. fc*ftPh-NH- 




CHjV^-SOjCl 

O 



[0 08 7]<s«£W-l. ft&ftC-3^« 

[OOSS] 
[ ft 1 9 ] 




HNO3 



CH 3 C0 2 H 
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f|-S0 2 -^^CH 3 



10089] 5 0 0ml<0t7.777-3i:. p-h/L-x 
>X/U*^/U?n'J H (0. lt/l ) . t'.i>> ( 1 0 
Om 1 ) *rA*U C-3-x (0. 1 t'U r JDO.ifgtf 
L£, 1 BftK&L C^)KlEig^tc.'K3 0 0m I rflo 
fltffTTHC I aq*pH<5fc$r4aTHu;LTp 
HMSEirtTV^ N a C I *flD/tT& B B B r+7Hct*rft*i*- 
fc. «rJUL^S B B B ^oi§(2j:0R0tilL. ftftKaC I 
*-C»8Sflfl: LT .C-3-y**20stt oft* . C - 
3 - y Offijfttt N M R *tc J: 0 6112 L £ . 
[00 90] 5 0 0m l^)EoD77X3(:, C 

-3-y (0. 0 5*H) . BHK ( 1 00m 1 ) SA. 
il, 70?oHNO 3 aq (0. 05^/1) Z'&Tlfz. 
m&T 1 BSC§&. ISfON a C 1 * ( 3 0 Om I ) riD 

-r h i gfltftfas l * . ?# ^.n^ffl^ *• us 

ftfDN a C 1 *T'?fi3 B B B {tLT . C - 3 - z#7 g f#o 



(C-3) 

ilfc, C-3 - z£Dt8ii»iNMR#(Cj: QfflgLfc. 
[0 09 U&K. 3 0 Oin I c7)EOD777.a(-. if 
7tFe (0. 0 4*^) . NH 4 C I (0. 0 0 4 t 
;t ) . A vrof/l.7*/U3-/U (100m!) rAfl. 
9 0'Cttt^L^-. ::nc-3-z (0. OOS* 
it)H;(IOinl) tCiSfWL^t^r^-foJjo*. 

■CdiSL^. tt&ft&^ACHC I aq (8m 1 ) SrAo 
i* >TSa B B * j rrtliL^. ^riiiL/jjS B B B ^oia(;J; 
JUL. C-3-a*>'3. 5g'<#oil*:. C-3-a<Offi 

auNMRvcjioaisu:. 

[0092] act. 2 0 0m I Wt'-^-C. C — 3 — 
g ( 0 . 0 0 4 t/t ) . * ( 3 0 m 1 ) $• Ail. *tfST 
T'NaNO, (0. 005t/H J*(6nl) 
L^LDSfrl.*:. l*H5MftttUfc». NaHCOja 



(5 1) ) 0 0 - 3 2 7 6 4 S ( P 2 0 0 0 - 3 2CfS 



1. Ogttoflfc. C-3-i9^)flia«iNMRWlJ:0 

[00 9 3] 200ml<0t^75Xa(:. 7o 

□X/^yS(0. 0 0 5*^) , f*-H7D5< K 

(0. 002^/U) rAil. *ffiTT'C-3-/8 (0. 
0 0 2^/U) rSo;L&>. fcfc'^liRJEL, ElE»£ft 

C-3-r^0. 7gf*4>*ifc. C-3-r^fiSitiiN 



[0094 ] lOOml^t'-^^C. C-3- 

r ( 0 . 0 0 1 t/L ) . r-t h > ( 3 0 m 1 ) . p - ? 
UV-/L (0. 001^1) 5: Ail. UK'K'Jx-f- 
/i 7 5 >• ( 0 . 00 1 */i ) rSfl/Lr:.. l^fflJStfL^: 

~g6^T^6C-3#0. 4 s^oil^ 
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4H050 



1 1 3 



F 2H025 ACOS AD03 BEOO 
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4C062 EE09 FF07 

4C065 AA04 AA05 BB09 CC01 DD02 

EE02 HH01 JJ06 KK01 PP03 

4H006 AA01 AB76 AB92 AB93 

4H050 AA01 AB76 AB92 AB93 
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Title of the Invention 
DIAZO COMPOUND 

X Aba tract ] 

[Problem to be Solved] To provide a diazo compound useful 
as a material for a positive type planography, particularly, 
a material for heat mode recording planography. 

[Means for Solving Problem] A diazo compound represented by 
following general formula ( 1 ) . 
[Chemical Formula 1] 



[In general formula (1), 2 is an organic group such that a 
pKa of the dissociation of H from Ph-NH-Z is 14 or less, Q L 
and Q 2 are organic groups , and Qi and Q 2 may be bonded to 
form an aliphatic ring or an aromatic ring . ] 

[Claims] 

[Claim 1] A diazo compound represented by following general 
formula ( 1) : 
[Chemical Formula 1] 
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general "forfnulo< O 

[ in general formula ( 1 ) , Z is an organic group such that a 
pKa of the dissociation of H from Ph-NH-Z is 14 or less, Qi 
and Q 2 are organic groups , and Qi and Q 2 may he bonded to 
form an aliphatic ring or an aromatic ring- 3 

[Claim 2 J A diazo compound according to claim 1, wherein 
the organic group Z in the general formula (1) is -SO2R 1 or 
-GGR 2 (R 1 is a hydrocarbon group and R 2 is a hydrocarbon 
group having electron -withdrawing substltuents ) . 

[Claim 3] A diazo compound according to claim 2, wherein 
the hydrocarbon group R 2 in the general formula ( 1 ) has any 
electron-withdrawing substituent selected from the group 
consisting of a halogen atom, sulfonyl substituent, nitro 
group, cyano group, alkoxy group, and hydroxy group. 

[Detailed Description of the Invention] 
[0001] 

[Field of the Invention] The present invention relates to a 
novel diazo compound* 

[0002] 

[Prior Art and Problems to be Solved by the 
Invention] Recent years, lasers have been developed 
remarkably. In particular, high-power and small-size solid 
lasers and a semiconductor lasers (hereinafter, also 
referred to as "Infrared lasers ") emitting Infrared 
radiation of a wavelength from 760 nm to 1200 nm have become 
readily available. Such Infrared lasers are very useful as 
a recording light source for directly making a printing 
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plate with digital data on computer or the like. Thus, 
there has been an increasing demand for a material used for 
a high sensitive image recording material, particularly, a 
material which can be used for an image recording material 
for a heat mode laser for such an Infrared recording light 
source . 

[0003] 

[Means for Solving the Problems] The dlazo compound 
according to the present Invention is characterized by being 
represented by following general formula ( 1 ) . 

[0004] 

[Chemical Formula 2] 



[0005] [in general formula (1), Z is an organic group such 
that a pKa of the dissociation of H from Ph-NH-Z is 14 or 
less, Q x and Q 2 are organic groups, and Q x and Q 2 may be 
bonded to form an aliphatic ring or an aromatic ring.] 

Herein, it is preferable that the organic group Z is 
-SO2R 1 or -COR 2 (R 1 is a hydrocarbon group and R 2 is a 
hydrocarbon group having electron-withdrawing substituents ) . 
It is further preferable that the hydrocarbon group R 2 has 
any electron -withdrawing substituent selected from the group 
consisting of a halogen atom, sulfonyl substituent, nitro 
group, cyano group, alkoxy group, and hydroxy group. 




[0006] 
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[Embodiments of the Invention] The diazo compound according 
to the present invention is characterized by being 
represented by following general formula (1). 

[0007] 

[Chemical Formula 3] 



■[-00-0-8-]- In general formula (1), Z represents ah organic 
group selected so as to have a pKa of the dissociation of H 
from Ph-NH-Z of 14 or less in which an amino group of Ph- 
NH 2 -Z is substituted with Z. As long as this condition is 
satisfied, the organic group Z is not specifically limited. 
However, -S0 2 R x or -COR 2 (R 1 is a hydrocarbon group and R 2 is 
a hydrocarbon group having electron -withdrawing 
substltuents) are particularly preferable. 

[0009] The hydrocarbon group R 1 of organic group -SOaR 1 may 
include a substltuent and may Include an unsaturated bond. 
Such a hydrocarbon group may be alkyl, substituted alkyl # 
aryl, substituted aryl, alkenyl, substituted alkenyl, 
alkynyl, and substituted alkynyl. 

[0010] The alkyl group may be a linear, branched or cyclic 
alkyl group of from 1 to 20 carbons. Specific examples 
thereof include methyl group, ethyl group, propyl group, 
butyl group, pentyl group, hexyl group, heptyl group, octyl 
group, nonyl group, decyl group, undecyl group, dodecyl 
group, tridecyl group, hexadecyl group, octadecyl group, 
eicosyl group, isopropyl group, isobutyl group, s -butyl 
group, t -butyl group, isopentyl group, neopentyl group, 1- 
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methylbutyl group, lsohexyl group, 2-ethylhexyl group , 2- 
methylhexyl group, cyclohexyl group, cyclopentyl group, and 
2-norbonyl group. Among these groups, a linear alkyl group 
of 1 to 12 carbons, a branched alkyl group of 3 to 12 
carbons, and a ring alkyl group of 5 to 10 carbons 
substituted alkyl carbons are preferable. 

[0011] The substituted alkyl group is formed of a 
substltuent and an alkylene group. As the substltuent, a 
monovalent non-metal group except for hydrogen is used. 
Preferable examples Include: a halogen atom (-F, -Br, -CI, - 
I) w - hydroxy! group, alkoxy group, aryloxy group, mercapto 
group, alkylthlo group, arylthio group, alkyldithio group, 
aryldithio group, amino group, N- alkyl amino group, N,N 
dialkylamino group, N-arylamino group, N,N-diarylamino group, 
N - alkyl -N-aryl amino group, acyloxy group, carbamoyloxy group, 
N-alkyloarbamoyloxy group, N-arylcarbamoyloxy group, N,N- 
dialkylcarbamoyloxy group, N,N-diaryl carbamoyloxy group, N- 
alkyl -N-arylcarbamoyloxy group, alkylsulfoxy group, 
arylsulfoxy group, acylthio group, acylamino group, N- 
alkylacylamlno group, N-arylacylamino group; 

[0012] ureido group, N* alkylureido group, 

N 1 , N • dialkylureido group , N » -arylureido group , N f , N f - 
diarylureido group, N 1 - alkyl -N' -arylureido group, N- 
alkylureido group, N-arylureido group, N'-alkyl-N- 
alkylureldo group , N 1 -alkyl-N-arylureido group , N ■ , N 1 - 
dlalkyl-N-alkylureido group, N* ,N f -dialkyl-N- arylureido 
group, N 1 -aryl-N- alkylureido group, N 1 - aryl - N - arylureido 
group, N f ,N f - diary! -N- alkylureido group, N'N 1 -diaryl-N- 
arylureido group, N' -alkyl-N 1 -aryl-N-alkylureido group, N' - 
alkyl-N' -aryl-N -arylureido group, alkoxycarbonylamlno group, 
aryloxycarbonylamino group , N- alkyl-N- alkoxycarbonylamlno 
group , N - alkyl - N - aryloxycarbonylamino group , N - aryl - N - 
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alkoxy carbony lamlno group , N - aryl - N - ary loxycar bony lamlno 
group, formyl group, acyl group , oarboxy group and 
conjugated base group thereof (hereinafter, referred to as 
aarboxylate) , alkoxyoarbonyl group , aryloxycarbonyl group, 
carbamoyl group, N-alkyloarbamoyl group, N,N- 

dlalkylcarbamoyl group, N-arylcarbamoyl group, N,N- 
diarylcarbamoyl group, N-alkyl -N-arylcarbamoyl group; 

[0013] alkylsulflnyl group, arylsulflnyl group, 

alkylsulfonyl group, aryleulfonyl group, sulfo group (-SO3H) 
and conjugated base group thereof (hereinafter, referred to 
as sulfonate group ) . alkoxysulf ony 1 group , aryloxysulf onyl 
group, sulflnamoyl group, N-alkylsulf lnamoyl group, N,N- 
dlalkylsulf lnamoyl group, N-arylsulf lnamoyl group, N,N- 
diarylsulf lnamoyl group , N-alkyl-N-arylsulf lnamoyl group , 
sulfamoyl group , N-alkylsulf amoyl group, N,N- 

dlalkylsulf amoyl group, N-arylsulf amoyl group, N,N- 
dlarylsulf amoyl group, N - alky l-N- aryl eulf amoyl group, N- 
acylsulf amoyl group and conjugated base group thereof, N- 
alkylsulf onylsulf amoyl group ( -SO a NHSC>2 ( alkyl ) ) and 
conjugated base group thereof, N-arylsulf onylsulf amoyl group 
( -S0 2 NHS0 2 (allyl) ) and conjugated base group thereof; 

[ 0014 ] N-alkylsulf onylcarbamoyl group ( -CONHS0 2 ( alkyl ) ) and 
the conjugated base group thereof, N-arylsulf onylcarbamoyl 
group ( -CONHSOa(allyl) ) and the conjugated base group 
thereof , alkoxy silyl group ( - Si (Oalkyl ) 3 ) * aryloxysilyl 
group ( -Si(Oallyl) 3 ) , hydroxysilyl (-Si(OH) 3 ) and conjugated 
base group thereof, phosphono group (-POaHa) and conjugated 
base group thereof (hereinafter, referred to as phosphonate ) , 
dlalkylphosphono group ( -P0 3 ( alkyl ) a ) , dlarylphosphono group 
( -PO3 ( aryl ) 2 ) , alkylarylphosphono group ( -PO3 ( alkyl ) ( aryl ) , 
monoalkylphosphono group ( -P0 3 H( alkyl ) ) and conjugated base 
group thereof (hereinafter, referred to as 
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alykylphosphonate) , monoaryl phosphono group ( -P0 3 H(aryl ) ) 
and conjugated base group (hereinafter, referred to as aryl 
phosphonate group); 

[0015] Phosphonoxy group (-OPO3H2) and conjugated base 
group thereof (hereinafter, referred to as phosphonateoxy 
group ) . dialkylphosphonoxy group ( -OPO3 ( alkyl ) 2 ) , 

diary Iphosphonoxy group ( -OPO3 ( aryl ) 2 ) . alkylarylphosphonoxy 
group ( -OPO3 ( alkyl ) ( aryl ) ) , monoalkylphosphonoxy group ( - 
OPOaH(alkyl) ) and conjugated base group (hereinafter , 
referred to as alkylphosphonate group), monoarylphosphonoxy 
group ( -OPOsKfaryl) ) and conjugated base group thereof 
(hereinafter, referred to as arylphosphonateoxy group), 
cyano group, nltro group, aryl group, alkenyl group, and 
alkynyl group. 

[0016] Specific examples of alkyl groups in these 
substltuents include the above- described alkyl groups. 
Specific examples of aryl groups include a phenyl group, 
biphenyl group, naphthyl group, tolyl group, xylyl group, 
rnesltyl group, cuxnenyl group, fluorophenyl group, 
chlorophenyl group, bromophenyl group, chloromethylphenyl 
group, hydroxyphenyl group, methoxyphenyl group, 
ethoxy phenyl group, phenoxyphenyl group, acetoxyphenyl group, 
benzoyloxyphenyl group, methyl thiophenyl group, 

phenylthiophenyl group, methylamlnophenyl group, 

dimethylamlnophenyl group , acetylamlnopheny 1 group , 
carboxyphenyl group, methoxycarbonylphenyl group, 

ethoxycarbonylphenyl group, phenoxycarbonylphenyl group, N- 
phenylcarbamoylphenyl group, phenyl group, nitrophenyl group, 
oianophenyl group, sulfophenyl group, sulf onatephenyl group, 
phosphonophenyl group, phosphonatephenyl group and the like. 
Examples of alkenyl groups include a vinyl group, 1-propenyl 
group, 1-butenyl group, clnnamyl group, and 2-chloro-l- 



7 



12. Jul. 200 3 0:22 



S. YAMAMO 1 0 OSAKA 

SHUSAKU YAMAMOTO 



NO. 8377 P. 142/15; 



Your Ref.: CD01351 

Japanese Laid-Open Publication No. 2000-327648 



ethenyl group. Examples of alkynyl groups Include ethinyl 
group , 1-propinyl group, 1-butlnyl group , 

trimethylsilylethinyl group, phenylethlnyl group and the 
like. 

[0017] Among the above subatituents, electron -withdrawing 
substituents such as a halogen atom, nitro group, and 
oarbonyl substituent are preferable. 

[0018] As the aryl group, a group in which 1 to 3 benzene 
rings form a fused ring and a group in which a benzene ring 
and a 5=member unsaturated ring form a fused ring may be 
used. Specific examples may include a phenyl group, 
naphthyl group, anthryl group, phenanthryl group, indenyl 
group, acenabutenyl group, and fluorenyl group. Among these 
groups, phenyl group and naphthyl group are more preferable. 

[0019] The substituted aryl group is formed of group having 
a monovalent non-metal group except for hydrogen substituted 
on a cyclic carbon atom of the aryl group. Examples of 
preferable substituents Include the above mentioned alkyl 
group, alkyl substituent, and substituents mentioned above 
as the substituents in the alkyl substituent. Specific 
examples of the preferable aryl substituent include biphenyl 
group, tolyl group, xylyl group, mesltyl group, cumenyl 
group, chlorophenyl group, bromophenyl group, fluorophenyl 
group, chlromethylphenyl group, trif luoromethylphenyl group, 
hydroxyphenyl group, methoxyphenyl group, 

methoxyethoxyphenyl group, allyloxyphenyl group, 

phenoxyphenyl group, methyl thiophenyl group, tolyl thlophenyl 
group , phenylthiophenyl group , e t hylamlnopheny 1 group , 
diethylaminophenyl group, morphollnophenyl group, 

acetyloxyphenyl group, benzoyloxyphenyl group, N- 
oyolohexylcarbamoyloxyphenyl group , N- 
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phenylcarbamoyloxyphenyl group, aoetylaminophenyl group, N- 



methoxyaarboxyphenyl group , allyloxycarbony Ipheny 1 group . 
chlorophenoxycarbonylphenyl group, carbamoylphenyl group, N- 
me thy loarbamoy Ipheny 1 group , N , N - dipr opyloarbamoylphenyl 
group , N- (methoxyphenyl ) carbamoylphenyl group , N-methyl-N- 
( sulf ophenyl ) carbamoylphenyl group , sulf ophenyl group , 
sulf onatephenyl group, sulf amoylphenyl group, N- 
ethylsulf amoy Ipheny 1 group , N , N - dlpropylsulf amoylphenyl 
group, N-tolylsulf amoylphenyl group. N-methyl-N- 

( phosphonophenyl ) sulf amoylphenyl group , phosphonophenyl 
group, phosphlDliat^pHehyl group, dlethylphosphonophenyl group, 
dlphenylphosphonophenyl group , methylphosphonophenyl group , 
methylphosphonatephenyl group , tolylphosphonophenyl group , 
tolylphosphonat ophenyl group, allyl group, 1-propenylmethyl 
group, 2-butenyl group, 2 -methylally Ipheny 1 group, 2- 
methylpropenylphenyl group , 2 -propyny Ipheny 1 group , 2 - 
butynylphenyl group, 3 -butyny ipheny 1 group and the like. 

[0020] The alkenyl group includes a vinyl group, 1-propenyl 
group, 1-butenyl group, cinnamyl group, 2-ohloro-l-ethenyl 
group and the like. The substituted alkenyl group is a 
group in which a substituent is substituted for a hydrogen 
atom of an alkenyl group. As such a substituent, a 
substituent in the alkyl substituent as mentioned above is 
used. Preferable alkenyl substituents are as shown below. 

[0021] 

[Chemical formula 4] 

COaCHj 



me t hylben z oy lamlnopheny 1 



group , 



carboxyphenyl 



group , 







CHf-CH-C K=<3 H-CH*-- § 



CH-CHjCH-CHCHr- s 
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CH 3 gChHCHCH,- . ^>-CH--CH 2 - ( 



HS-CHgCH— CHCHfl- 



[0022] The alkynyl group includes an ethinyl group, 1- 
proplnyl group, 1-butynyl group, trimethylsilylethinyl group, 
and phenylethinyl group. The alkynyl substltuent is a group 
in which the substltuent is substituted with a hydrogen atom 
of alkynyl and bound. As such a substltuent, a substltuent 
in the alkynyl substltuent as mentioned above is used. 

I 0023 ] A hydrocarbon group R 2 having electron -withdrawing 
substltuent of an organic group -COR 2 may be substituented 
and may include unsaturated bonds. Similar to hydrocarbon 
group R 1 , the hydrocarbon groups may be an alkyl group, aryl 
group, alkenyl group, and alkynyl group. A group having 
halogen atom, sulfonyl substltuent, nitro group, cyano group, 
alkoxy group, and hydroxy group as the electron -withdrawing 
substltuent is preferable. 

[0024] In general formula (1), Q x and Q 2 are organic groups. 
Qi and Q 2 may be the same and may be different. Q x and Q 2 
may bind to each other to form a ring. Organic groups Qi 
and Q 2 may be a hydrocarbon group, hetero ring group, oxy 
substltuent, thlo substltuent, amino substltuent, carbonyl 
substltuent, sulfinyl substltuent, sulfonyl substltuent, 
phosphono substltuent, phosphonate substltuent, phosphoryl 
substltuent, and cyano group, 

[0025] Hydrocarbon groups representing Qi and Q 2 may be 
sustltuted and may include unsaturated bonds. Similar to 
hydrocarbon group R 1 , hydrocarbon groups representing Qi and 
Q 2 may be alkyl, substituted alkyl, aryl, substituted aryl. 
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alkenyl, substituted alkenyl, alkynyl, and substituted 
alkynyl . 

[0026] The heterocyclic ring group is a monovalent group 
obtained by removing one of the hydrogens on a heterocyclic 
ring, and the substituted heterocyclic ring group is a 
monovalent group obtained by removing another hydrogen from 
this monovalent group, and the same substltuent as defined 
above for substituted alkyl is attached. As heterocyclic 
rings representing Qi and Q 2 , the following heterocyclic 
ring groups are preferable. 

[0027] 

[Chemical formula 5] 

& ceo 6Cco 
CO oco ooo c 

& & d 1 & & O 0 

a o co co" co 
co co co oo 

CO CO CO CO 
CO CO CO CO 

11 



12. Jul. 200 3 0:23 S. YAMAMOTO OSAKA 



NO. 8377 V. 146/! :.: 



SHUSAKU YAMAMOTO 

Your Ref.: CD01351 

Japanese Lald-Open Publication No. 2000-327648 
[0028] 

[Chemical formula 6] 

cPd ok> oky 

ceo ceo do & 
oio oo oo d 6 

& i c6 co» O 

H 

$ 9 0$- 02- 
Cgp O O 0 

[0029] As oxy substituents representing Qi and Q 2 (R 5 0-), a 
monovalent non-metal group except for a group where R 5 Is a 
hydrogen can be used. Preferable oxy substituents Include 
an alkoxy group, aryloxy group, acyloxy group, carbarnoyloxy 
group, N-alkyloarbamoyloxy group, N-aryloarbamoyloxy group, 
N,N-dlalkylcarbamoyloxy group, N,N-d±arylcarbamoyloxy group, 
N- alkyl -N-arylcarbamoyloxy group, alkylsulfoxy group, 
arylsulfoxy group, phosphonoxy group, and phosphonateoxy 
group. Alkyl group and aryl group In these groups can be 
one of the groups shown above as alkyl group, alkyl 
subatituent, aryl group, and aryl substituent. An acyl 
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group (R 6 CO-) In aayloxy group may be a group where R 6 is 
alkyl group, alkyl substltuent, aryl group, and aryl 
substltuent as mentioned above. Among these substltuents , 
alkoxy group, aryloxy group, aoyloxy group , and arylsulfoxy 
group are more preferable. Speolflc examples of the 
preferable oxy substltuents Include methoxy group, ethoxy 
group , propyloxy group , lsopropyloxy group, butyloxy group, 
pentyloxy group, hexyloxy group, dodecyl group, benzyloxy 
group, allyloxy group, phenetyloxy group, carboxyethyloxy 
group, methoxycarbonylethyloxy group, ethoxyoarbonylethyloxy 
group, methoxyethoxy group, phenoxyethoxy group, 
methoxyethoxyethoxy group , ethoxyethoxyethoxy group , 
morpholinoethoxy group , morphollnopropyloxy group , 
aryloxyethoxyethoxy group, phenoxy group, tolyloxy group, 
xylyloxy group, mesityloxy group, cumenyloxy group, 
methoxyphenyloxy group , ethoxyphenyloxy group , 

chlorophenyloxy group, bromophenyloxy group, aoetyloxy group, 
benzoyloxy group, naphthyloxy group, phenylsulf onyloxy group, 
phosphonoxy group, phosphonateoxy group and the like. 

[0030] As thlo substltuents representing Qi and Q 2 (R 7 S-), a 
monovalent non-metal group except for a group where R 7 is a 
hydrogen can be used. Preferable thlo substltuents include 
alkyl thlo group, aryl thlo group, alkyldlthio group, 
aryldithio group, and acylthio group. Alkyl group and aryl 
group in these groups can be one of the groups shown above 
as alkyl group, alkyl substltuent, aryl group, and aryl 
substltuent. R 6 in an aoyl group (R 6 CO-) in acylthio group 
Is as mentioned above. Among these groups, alkyl thlo group, 
and aryl thlo group are more preferable. Specific examples 
of the preferable oxy substltuents include methyl thlo group, 
ethylthio group, phenyl thlo group, ethoxyethylthio group, 
carboxyethylthio group, methoxycarbonylthio group and the 
like. 
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[0031] As amino substituents representing Qi and Q 2 (R e NH- , 
(R 9 ) (R 10 )N-), a monovalent non-metal atom group except for a 
group where R e , R 9 , or R 10 is a hydrogen can be used. 
Preferable examples of amino substituents include 
alkylamino group, N,N-dialky lamino group, N-arylamlno group. 
N,N- diary 1 amino group, N- alkyl-N- ary lamino group, acylamino 
group , N- alky lacy lamlno group, N-arylacylamino group, ureido 
group , N 1 -alkylureido group , N 1 ,N ■ -dlalkylureido , N • - 
arylureido group , N f , N ' -diary lureido group , N ■ -alkyl-N 1 - 
arylureido group, N-alky lureido group, N-arylureldo group, 
N 5 - alkyl-N -alkyaureldo group, N f -alkyl-N- arylureido group, 
N 1 ,N' -dialkyl-N-alkylureido group, N 1 ,N f -dialkyl-N- 

ary lureido group, N f -aryl-N-alky lureido group, N'-aryl-N- 
arylureldo group, N f ,N' -diaryl-N- alky lureido group, N ' ,N ' - 
diaryl-N- arylureido group, N' -alkyl-N 1 - aryl -N- alkylureido 
group , N f - alky 1 -N 1 - ary 1 - N - arylureido group , 

alkoxycarbonylamino group, aryloxyoarbonylamlno group, N- 
alkyl-N- alkoxycarbonylamino group, and N-alkyl-N- 

aryloxy carbony lamino group , N - ary 1 - N - alkoxyoarbonylamino 
group, and N-aryl-N-aryloxycarbony lamlno group. Alkyl group 
and aryl group in these groups can be one of the alkyl, 
substituted alkyl, aryl, and substituted aryl groups shown 
above . R 6 in an acyl group (R 6 CO- ) in acylamino group , N- 
alkylacy lamino group and N-arylary lacy lamlno group is as 
mentioned above. Among these groups, N-alky lamlno group, 
N,N-dlalky lamino group, N- ary lamino group and acylamino 
group are more preferable. Specific examples of the 
preferable amino substituents Include methylamino group, 
ethylamino group, dlethylamlno , monopholino group, 
piperidino group, pyrrolidino group, phenylamino group, 
benzoylamino group, acety lamino group and the like. 
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[0032] As aarbonyl substituents representing Qi and Q 2 (R 11 - 
CO-), a group where R 11 is a monovalent non-metal atom group 
can be used. Preferable examples of carbonyl substituents 
include a formyl group, aayl group, oarboxy group, 
alkoxycarbonyl group, aryioxycarbonyl group, carbamoyl group, 
N- alky lcarbamoyl group, N,N-dialkyloarbamoyl group, N- 
arylcarbamoyl group, N,N- diary lcarbamoyl group, and N-alkyl- 
N-aryloarbamoyl group. The alkyl group and aryl group in 
these groups can be one of the alkyl, substituted alkyl, 
aryl, and substituted aryl groups shown above. Among these 
groups, formyl group, acyl group, oarboxy group, 
alkoxycarbonyl group, aryioxycarbonyl group, carbamoyl group, 
N-ary lcarbamoyl group, N,N-dialky lcarbamoyl group, and N- 
arylcarbamoyl group are more preferable . Furthermore , 
formyl group, acyl group, alkoxycarbonyl group and 
aryioxycarbonyl group are further preferable. Specific 
examples of the substituents include formyl group, acetyl 
group, benzoyl group, oarboxy group, methoxycarbonyl group, 
allyloxycarbonyl group, N-methylaarbamoyl group, N-phenyl 
carbamoyl group, N,N-dlethy lcarbamoyl group, 

morphollnocarbonyl group and the like. 

[0033] As sulflnyl substituents representing Qi and Q 2 (R 12 - 
SO-), a group where R 12 is a monovalent non-metal atom group 
can be used. Preferable examples include alkynylsulf inyl 
group, arylsulf inyl group, sulflnamoyl group, N- 
alkylsulf lnamoyl group , N , N-dialkylsulf inamoyl group , N- 
arylsulf inamoyl group, N,N-dlarylsulf inamoyl group, and N- 
alkyl-N -arylsulf lnamoyl group. Alkyl group and aryl group 
in these groups can be one of the alkyl, substituted alkyl, 
aryl, and substituted aryl groups shown above. Among these 
groups, alkylsulf inyl group and arylsulf inyl group are more 
preferable. Specific examples of the substituted sulflnyl 
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include hexylsulf Inyl group, benzylsulf inyl group, 
tolylsulf inyl group and the like. 

[0034] As substituted sulfonyl representing Qi and Q a (R 13 - 
S0 2 -), a group where R 13 is a monovalent non-metal atom group 
can be used. More preferable examples Include an 

alkylsulfonyl group and arylsulfonyl group. Alkyl group and 
aryl group in these groups can be one of the alkyl, 
substltued alkyl, aryl, and substituted aryl groups shown 
above. Specific examples of the sulfonyl substltuents 
inalude a butylsulf onyl group , chlorophenyl sulfonyl group 
and the like. 

[0035] The substituted phosphono refers to a group where 
one or two hydroxyl groups on the phosphono group are 
substituted with other organic oxo groups. Preferable 
examples of the substituted phosphono representing Q x and Q 2 
Include the above-mentioned dlalkylphosphono group, 
diary lphosphono group, alkylarylphosphono group, 

monoalkylphosphono group, and monoary lphosphono group. 
Among these groups, dlalkylphosphono group and 
diary lphosphono group are more preferable. Such specific 
examples include diethy lphosphono group, dlbutylphosphono 
group, dlpheny lphosphono group and the like. 

[0036] The substituted phosphonate is a conjugated base 
anion group of an above-mentioned substituted phosphono 
group in which only one hydroxyl group is substituted with 
an organic oxo group. Specific examples include conjugated 
base of monoalkylphosphono group ( - PO a H ( alkyl ) ) or 
monoarylphosphono group ( -POaH (aryl) ) . Usually, a usage 
with counter cation is preferable. Such counter cations 
Includes cations which are generally known, i.e., various 
oniums (such as ammonium, sulfonium, phosphoniums , iodonlum, 
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azinium and the like) and metal ions <Na*, K*, Ca 2 * # Zn 2 and 
the like) . 

[0037] The phosphoryl subs tit uents representing Qi and Q 2 
include diphenylphosphoryl groups. 

[0038] As organic groups representing Qi and Q 2 # 
hydrocarbon group, carbonyl substituent, phosphoryl 
substituent are preferable. It is preferable that the 
hydrocarbon group Includes a hetero atom. 

[003.93 it i« further preferable that organic groups Qi and 
Qa bind to each other to form an aliphatic ring or aromatic 
ring. In view of conjugate stabilization, it is more 
preferable that an aromatic ring such as a benzene ring, 
naphthalene ring, or anthracene ring is formed. The ring 
may include further substituent. The substituent may be one 
of the substituents shown as the substituent on the alkyl 
substituent mentioned above. Further, some of carbons 
forming a ring may be substituted with hetero atoms (oxygen 
atoms, sulfur atoms, nitrogen atoms and the like). Still 
further, a portion of the aliphatic ring may form a portion 
of the aromatic ring. 

[0040] Furthermore, organic groups Qi and Q 2 may be further 
substituted with residues of general formula (1). 

[0041] Specific examples of a dlazo compound represented by 
general formula (1) are shown below. 
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[0042] 
[Table 1] 



A— 1 



A— 2 



A— 3 



A-4 



A — 6 



A~7 



A-a 



A-9 



A-1Q 
A-n 
A-12 



A-13 



A — 14 



— SOaCHg 



— SCaCF 3 



~8 




-COCF 3 
-COCCIq' 
— COCQr 3 



-COCH a CN 



■BBS 


!■ B ■ 


A- 15 


-COCH*OC 2 H s 


A-16 


— CO— NO, 


A— 17 


■-COH^-gQaCHg 


A- 18 




A-19 


-co-Q 
a 


A-20 




A-21 


— SOg-^ 


A-22 
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[0043] 
[Table 2] 



Compound Ub 


2 


B— 1 


J V ^ 

— SOa-^^-CHg 




^-i - 


B-3 
B-4 


-SO a CH a 
-SO,C*H 9 


B-6 


-8o«cr fl 


B-6 
B-7 


— SO t C e P l7 f 

-ft 


b— e 




B— 9 


-W3 ■ 

a 


| B-10 


-COCF a 
-COCClo 


B-12 


-COCBr 3 






B-14 


-COCH 8 CN 



CbmpourJNa 


z 


B-1S 


-COCH a OCaHg 


B— 16 


— CQ \ / — ^ 


B-17 


— CO-Q- SO,CM 9 


B-18 




B-19 




B-20 




B— 21 


— sor( 


B— 22 


- 6 o^ 
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[0047] 
[Table 6] 
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[0048] 
[Table 7] 
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[0050] 
[Table 9] 





n 
2 






2 










B-4 


2 




E-6 


2 






2 




e-7 


2 




E-B 


2 




E-9 


2 




E-IO 


2 
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[0051] 
[Table 10] 







A 


E-11 


2 




E-12 


2 






2 




e-14 


a 


"or 




a 




E-16 


3 
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[0052] 
[Table 11] 



(CI 



e-17 


n 
4 






a 






Cfas atxupcqnbe 
parifaM/ aibsrmifc 






1 fin— m 
CTteflreuf am be . 
partta> eutoilutd J 
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[0053] 
[Table 12] 



F-1 


n 
2 




F~a 


2 




F-3 
F-4 


2 
2 




F—8 


2 




F-6 


2 




F— 7 


2 




F-e 


2 






2 




F-iq 


2 
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[0054] 
[Table 13] 





n 


A 


F-11 


2 






2 




F-13 


2 




F— 14 


3 




F-16 


3 




F-16 


a 
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[0055] 
[Table 14] 





o 
4 




F-1« 


e 






("rftfs group can be , 




F-20 
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[Chemical Formula 7] 




No. 2000-327648 



[0057] 

[Chemical Formula 8] 
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[0058] [0059] 

[Chemical Formula 9] [Chemical Formula 10] 
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[0060] 

[Chemical Formula 11] 
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[0061] General synthesis of these dlazo compounds is shown 
by the following schemes, 

[0062] 

[Chemical formula 12] 



(Scheme 1) A method through diazotizatlon of corresponding 



(Scheme 2) A method based on Forester reaction of 
corresponding oxime 

[0064] 

[Chemical formula 14] 



(Scheme 3) A method based on Bamford- Stevens reaction of 
corresponding ketone 

[0065] Among these methods , a method of scheme 1 is the 
most -widely used method. The above methods are described in 
detail in "The Chemistry of functional groups -The Chemistry 
of diazonium and diazo groups PART 1 and PART 2", SAULPATAI , 




amine 



[0063] 

[Chemical formula 13] 
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JOHN WILEY & SONS, 1978, particularly In chapters 14, 15 and 
17. The diazo compound of the present invention can be used 
for a material for positive type planography, particularly, 
it is suitable for a material for positive type planography 
for a heat mode recording with a low amount of water. 

[Example] Hereinafter, the present invention will be 
described with reference to examples. However, the present 
invention is not limited by these examples. 

[006 6] (Example 1 Synthesis of compound A-l) Compound A-l 
was synthesized in accordance with the following synthesis 
scheme . 

[0067] 

[Chemical formula 15] 



(syirthesis schema) 





(A-1 - *> 




(A-1 -«> 
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[0068] P-tosyl chloride (0.1 mol) and pyridine (100 ml) 
were placed in a 500-ral pear- shaped flask, a-naphtylamlne 
A-l-x (0.1 mol) was added thereto and stirred. By adding a- 
naphtylamine A-l-x, the reaatant mixture turned red and heat 
generation was observed 30 minutes after addition. After 
the reaatant mixture was stood to cool, crystals were 
precipitated and the color of the reactant mixture changed 
into orange. After 2 hours stirring, 300 ml of water was 
added to the reaatant mixture, then aqueous HC1 was added 
while being stirred so that pH value became less than 5, and 
thus, pH adjustment was performed. Crystals were 

sufficiently precipitated. The precipitated crystals were 
removed by filtration and washed with aqueous HC1. Then, 
the crystals were recrystalllzed from 500 ml of methanol. 
Thus, 23 g of A-l-y was obtained. The structure of A-l-y 
was confirmed by NMR and the like. 

[0069] Next, A-l-y (0.07 mol) and acetic acid (100 ml) were 
placed in a 500 -ml three neck flask. Then, 70% aqueous HN0 3 
(0.07 mol) was dropped thereinto. The color of the reactant 
mixture turned into yellow. The reactant mixture was left 
at room temperature for 1 day- Then, water (300 ml) and HC1 
(10 ml) were added, and the mixture was stirred. Crystals 
were precipitated. The precipitated crystals were filtered. 
The obtained crude crystals were recrystalllzed from acetic 
acid and further recrystalllzed from methanol. Thus, 1 g of 
A-l-z was obtained. The structure of A-l T z was confirmed by 
NMR and the like. 
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[0070] Then, reduced Fe (0-012 mol). NH 4 C1 (0.001 mol) and 
water (0.5 ml) were placed in a 100-ml three neck flask. 
The mixture was stirred at 90°c. A solution of A-l-z (0.002 
mol) dissolved in isopropyl alcohol (30 ml) was dropped 
thereto. The mixture was stirred for 2 hours and then the 
reactant was filtered using cellte. The obtained filtrate 
was provided with aqueous HC1 (2 ml) and condensed under 
reduced pressure. Thus, 0.69 g of white powder of A-l-a was 
obtained. The structure of A-l-a was confirmed by NMR and 
the like. 

[0071] Next, A-l-a (0.002 mol) and methanol (30 ml) were 
placed in a 100-ml beaker. In an Ice bath, a solution of 
NaN0 2 (0.0025 mol) dissolved in water (3 ml) was added 
thereto, and a red-colored precipitate was generated (pH 
value at that moment was 4). After 1 hour stirring, aqueous 
NaHC0 3 was added so that pH value became 8, and a yellow- 
colored precipitate was generated. The precipitate was 
removed by filtration, and dried. Thus, 0.6 g of a target 
dlazo compound A-l was obtained. The structure thereof was 
confirmed by NMR or the like. Identification data of diazo 
compound A-l is described below. 

[0072] l HNMR (CDCI3, 300 MHz): & 2.40 ppm (s, 3H, CH 3 ), 7.30 
ppm (d, 2H, J=11.0 Hz, ArH(y) ) , 7.33 ppm (m, 1H, ArH( 4 ) ) , 
7.44 ppm (m, 1H, Ar H ( 5 ) ) , 7.68 ppm (m, 3H, Ar H ( 3 ) , ArH ( 6 ) , 
ArH ( 7 ) ) , 7.78 ppm (d, 2H, J=11.0 Hz, ArH(x) ) , 8.62 ppm (d, 
1H, J=8.7 Hz, ArH ( 8 ) ) 

[0073] 

[Chemical formula 16] 
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[0074] IR spectrum (KBr transmission method): v (C-N + - N~) = 
2120 cm" 1 

UV spectrum (CHC1 3 solution): Xinax «=- 421 nm 

Melting point (decomposition point): 158°C 

A pKa of the dissociation of H from Ph-NH-Z was 12-13, 

[0075] (Example 2 Synthesis of compound A- 10) Compound A- 10 
was synthesized in accordance with the following synthesis 
scheme . 

[0076] 

[Chemical formula 17] 



NH* NHCOCF a 
(A -t-x> (A-1 0-x) 



NHCOCFa n Fb,NH«CI, 

HMQa f^v^< NOft frrQH, wate r 

(A-io-y) 



NHCOCFg N-COOF3 
(A-1 0-2) 2> N * HCOa (A-10) 



[0077] Trifluoroacetic acid 
(100 ml) were placed in a 
naphtylamine A-l-x (0.1 mol) 



chloride (0.1 mol) and pyridine 
500 -ml pear-shaped flask. a- 
was added thereto and stirred. 
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After 2 hours stirring, 300 ml of water was added to the 
reactant mixture, then agueous HC1 was added while being 
stirred so that pH value became less than 5, and thu9 pH 
adjustment was performed. Crystals were sufficiently 
precipitated. The precipitated crystals were removed by 
filtration and washed with aqueous HCl. Then, the crystals 
were reorystallized from S00 ml of methanol. Thus, 17 g of 
A-10-x was obtained. The structure of A-10-x was confirmed 
by NMR and the like. 

[0078] Next, A-10-x (0.07 mol) and acetia acid (100 ml) 
were placed in a 500 -ml three neck flask. Then, 70% a<xueous 
HNO3 (0.07 mol) was dropped thereinto. The reactant mixture 
was left at room temperature for 1 day. Then, water (300 
ml) and HCl (10 ml) were added , and the mixture was stirred. 
Crystals were precipitated. Precipitated crystals were 
filtered. The obtained crude crystals were separated by 
silica gel chromatography (ethyl acetate /hexane - 25/75) and 
condensed under reduced pressure. Thus, 5 g of A-10-y was 
obtained. The structure of A-10-y was confirmed by NMR and 
the like. 

[0079] Then, in a 300 -ml three neck flask, reduced Fe (0.04 
mol), NH4CI (0.004 mol) and water (2 ml) were placed. The 
mixture was stirred at 90°c a solution of A-10-y (0.008 
mol) dissolved in isopropyl alcohol (100 ml) was dropped 
thereinto. The mixture was stirred for 2 hours and then the 
reactant was filtered using celite. The obtained filtrate 
was provided with agueous HCl (8 ml) and condensed under 
reduced pressure* Thus, 2.1 g of white powder of A-10-z was 
obtained. The structure of A-10-z was confirmed by NMR and 
the like. 
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[00801 Next, A-10*z (O.O02 mol) and methanol (30 ml) were 
placed in a 100 -ml beaker. In an ice bath, a solution of 
NaN0 2 (0.0025 mol) dissolved in water (3 ml) was added 
therto. After 1 hour stirring, aqueous NaHCO* was added so 
that pH value became 9, and a yellow-color precipitate was 
generated. The precipitate was removed by filtration, and 
dried. Thus, 0*5 g of a target diazo compound A-10 was 
obtained. A pKa of the dissociation of H from Ph-NH-Z was 
13-14. 

[0081] (Example 3 Synthesis of compound B-l) Compound B-l 

was synthesized in accordance with the following synthesis 
scheme . 

[0082] 

[Chemical formula 18] 

(syndesis schema) 





(B-1 -*> 




(B-1 -ft) 
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[0083] P-tluenesulfonylchloride (0.1 mol) and pyridine (100 
ml) were placed in a 500-ml pear-shaped flask. p- 
naphtyl amine B-l-x (0.1 mol) was added thereto and stirred. 
After 2 hours stirring, 300 ml of water was added to the 
reactant mixture, then aqueous HC1 was added while being 
stirred so that pH value became less than 5, and thus pH 
adjustment was performed- Crystals were sufficiently 

precipitated. The precipitated crystals were removed by 
filtration and washed with aqueous HC1. Then, the crystals 
were recrystallized from methanol. Thus, 18 g of B-l-y was 
obtained. The structure of B-l-y was confirmed by NMR and 
the like. 

[0084] Next, B-l-y (0.05 mol) and acetic acid (100 ml) were 
placed in a 500-ml beaker. NaN0 2 (0.06 mol) was added 
thereto. After 3 hours stirring, 300 ml of water was added 
to precipitate crystals. Precipitated crystals were removed 
by filtration, and then recrystallized with methanol. Thus, 
8 g of B-l-z was obtained. The structure of B-l-z was 
confirmed by NMR and the like. 

[0085] Next, B-l-z (0.02 mol), NaOH (0.04 mol) and water 
(200 ml) were placed in a 500-ml beaker and stirred. The 
reactant mixture was provided with Na 2 S 2 0 4 (0.04 mol) and 
stirred for 3 hours. The precipitated crystals were removed 
by filtration. The obtained crude crystals were washed with 
water and then dissolved in acetone. aqueous HC1 (3 ml) was 
added thereto, and crystals were precipitated again. Ethyl 
acetate was further added to sufficiently precipitate 
crystals . The precipitated crystals were removed by 

filtration and washed with ethyl acetate. Thus, 6 g of B-l- 
a was obtained. The structure of B-l-a was confirmed by NMR 
or the like. 



42 



12. Jul. 2003 0:29 S. YAMAMOTO OSAKA 



NO. 8 377 P. 17VI31 



SHUSAKU YAMAMOTO 

Your Ref .: CD01351 

Japanese Laid-Open Publication No. 2000-327648 

[0086] Then, in a 100 -ml beaker. B-l-a (0.002 mol) and 
methanol (30 ml) were placed. In an ice bath, a solution of 
NaNOa (0.0025 mol) dissolved in water (3 ml) was added 
thereto. After 1 hour stirring, aqueous NaHCO a was added so 
as that pH value became 8, and a yellow-color precipitation 
was generated. The precipitation was removed by filtration, 
and dried. Thus, 0.6 g of a target B-l was obtained. A pKa 
of the dissociation of H from Ph-NH-Z was 12-13. 

[0087] (Example 4 Synthesis of compound C-3) Compound C-3 
was synthesized in accordance with the following synthesis 
scheme . 

[0086] 

[Chemical formula 19] 



(synthesis sckavna) 




(C~3-a) <C~3-0) 
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M-SOg-^ J— CH» N-SO a -^ y— CH ; 

per 

^« ocstone (_Vch 3 

(c - 3 -'> CC-3) 



[0089] p-tluenesulfonylchloride (O.l mol), pyridine (100 
ml) and C-3-x (0.1 mol) were placed In a 500-ml pear-shaped 
flask and stirred. After being left for 1 day, 30O ml of 
water was added to the reactant mixture, then aqueous HC1 
was added while being stirred so that pH value was less than 
5, and thus pH adjustment was performed. NaCl was added and 
crystals were sufficiently precipitated. The precipitated 
crystals were removed by filtration. Then, the crystals 
were recrystalllzed from saturated NaCl solution. Thus, 20 
g of C-3-y was obtained. The structure of C-3-y was 
confirmed by NMR and the like. 

[0090] Next, C-3-y (0.07 mol) and acetic acid (100 ml) were 
placed in a 500-ml three neck flask. Then, 70% HN0 3 aq (0.05 
mol) was dropped thereinto. The mixture was left at room 
temperature for 1 day. Then, the mixture was provided with 
saturated NaCl solution (300 ml) and stirred to precipitate 
crystals. The obtained crude crystals were recrystalllzed 
from saturated NaCl solution. Thus, 7 g of C-3-z was 
obtained. The structure of C-3-z was confirmed by NMR and 
the like. 

[0091] Then, reduced Fe (0.04 mol) , NH 4 C1 (0.004 mol) and 
isopropyl alcohol (100 ml) were placed in a 300-ml three 
neck flask. The mixture was stirred at 90°C. A solution of 
C-3-z (0.008 mol) dissolved in water (10 ml) was added 
thereto little by little. The mixture was stirred for 2 
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hours and then the reactant was filtered using celite. The 
obtained filtrate was provided with aqueous HCl (8 ml) and 
crystals were precipitated. The precipitated crystals were 
removed by filtration. Thus, 3,5 g of C-3-a was obtained. 
The structure of C-3-a was confirmed by NMR and the like. 

[0092] Then, C-3-a (0.004 mol) and water (30 ml) were 
placed in a 200-ml beaker. Under ice cooling, a solution of 
NaN0 2 (0.005 mol) dissolved in water (6 ml) was added 
thereto. After 1 hour stirring, aqueous NaHC0 3 was added so 
that pH value became 9, and a yellow -colored precipitate wa£ 
generated = The precipitate was removed by filtration, and 
dried. Thus, 1.0 g of C-3-p was obtained. The structure of 
C- 3-p was confirmed by NMR and the like. 

[0093] Next, chlorosulf onlc acid (0.005 mol) and 
thlonylahloride (0.002 mol) were poured in a 200-ml pear- 
shaped flaslc. Under ice cooling, C-3-0 (0.002 mol) was 
added thereto and reaction occurred immediately to bring 
reactant mixture into solution. After 1 hour stirring, the 
reactant mixture was placed into ice water. The 
precipitated crystals were removed by filtration , and dried. 
ThU6, 0.7 g of c-3-7 was obtained. The structure of C-3-y 
was confirmed by NMR or the like. 

[0094] Next, in a 100-ml beaker, C-3-y (0.001 mol), acetone 
(30 ml), and p-oresol (0.001 mol) were placed. Under ice 
cooling, trlethylamine (0.001 mol) was added thereto. After 
1 hour stirring, 50 ml of water was added to the reactant 
mixture, and crystals were sufficiently precipitated. The 
precipitated crystals were removed by filtration, and dried 
to obtain 0.4 g of target C-3. 



45 



12. Jul. 2003 0:29 S. YAMAMOTO OSAKA 



NO. 8377 P. 180/18! 



SHUSAKU YAMAMOTO 

Your Ref , : CD01351 

Japanese Laid-Open Publication No. 2000-327648 

[Effect of the invention] According to the present 
invention, novel diazo compounds suitable for a material for 
a positive type planography for Heat -mode recording can be 
provided. 
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